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Description

Background of the Invention

Field of the Invention

[0001] The present invention relates to laminated film composites suitable for use as a material wound spirally in
layers for packaging (hereinafter referred to as "spiral packaging”) for glass products and metal products.

[0002] The present invention relates to laminated film composites suitable for spiral packaging to prevent products
from dust adhesion and damage when used for packaging various products such as coils and plates made of glass or
metals.

[0003] Film laminates for packaging according to the present invention exhibit excellent adhesiveness between film
surfaces owing to the self-adhesiveness of the front side and reverse side of the resin films. This prevents dust and
rainwater from entering packages of assembly packaging of small products or spiral packaging of large products, so
that the products can be well protected from getting dirty and rusting.

Description of the Related Art

[0004] Conventionally, packaging films made of thermopiastic resins are generally used for packaging ornaments,
such as coils and plates made of glass or metals, metal products, or the like to prevent them from rusting or getting
dusty. For example, films for preventing metal products from rusting are made by adding a volatile (or gasifiable) rust
preventive to a thermoplastic resin and molding into a film using hot-melt extrusion molding (Japanese Patent No.
S47-4295; Japanese Patent No. $53-2449). Today, these corrosion-inhibiting films are widely used in various areas
because they are transparent and can easily be sealed by heat, which is their advantage over rustproof paper products.
However, the high temperature used for the melt molding of the films, as well as the heat generated from the shearing
of the resins per se increases the temperature of the resins, resuiting in a loss of the volatile rust preventive. Even if
a large amount of the volatile rust preventive be incorporated, very littie of it be remained in the molded films. Thus,
adequate rust prevention could not be maintained for prolonged periods.

[0005] Furthermore, resin films for preventing adhesion of dust or the like cannot be directly sealed because they
have no self-adhesiveness. Therefore, in case of general bag packaging, the opening part has to be sealed with a
separate tape made of adhesive materials, or outside air is obstructed by sealing the film at necessary places using a
heat-sealing machine in order to prevent entry of dust and water. Either case is troublesome and complicated.
[0006] Nevertheless, thermoplastic resin films made of general-purpose resins such as low density polyethylene,
high density polyethylene, polypropylene, and soft polyvinyl chloride resins are used for general packaging because
of their easy availability and an economical advantage, i.e., low cost.

[0007] However, an adhesive is applied to the sealing site of the films upon packaging because the films per se do
not have enough self-adhesiveness (Japanese Patent Laid Open, No. S61-21174).

[0008] in applying an adhesive to films for packaging, the adhesive has to be diluted with an organic solvent to apply
it to the surface of the film base material and then dried. This pollutes the working environment due to dispersion of
volatilized organic soivent contained in the adhesive and uneconomically increases the number of steps.

[0009] Furthermore, attempts were made to use ethylene vinylacetate copolymer resin films for packaging of metal
products in place of the abovementioned general-purpose resins. in particular, a stretchable film using an ethylene
vinylacetate copolymer resin was developed, in which self-adhesiveness was improved by increasing the content of
vinyl acetate (Japanese Patent Laid Open, No. S60-155210). However, this film was not satisfactory, since rust was
induced on metal products contacting the packaging film possibly because the resin per se has an intramolecular acetic
acid group, or in case of non metal products, dust heavily adhered to the products. Moreover, the raw material, vinyl
acetate, had a problematic odor.

Summary of the Invention

[0010] Considering the abovementioned state, an object of the present invention is to develop a film suitable for
packaging various kinds of products, wherein said film causes no environmenta! pollution from the use of organic
solvents or the like, enables easy packaging, has strong self-adhesiveness, in particular on superposing sites, does
not contaminate the working environment, and is highly economical.

[0011] A packaging film developed in the present invention is a laminated composite of resin films, each having a
specific composition exhibiting mutual adhesiveness. This film is highly self-adhesive having an adhering property
between the front side and reverse side of the film facing each other so as to prevent dust or water from entering the
package, thus making it possible to provide products that will not lose their commercial value after prolonged storage.
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A packaging film laminate of the present invention can further exhibit a sealing effect particularly by spirally packaging
products. Furthermore, a self-adhering effect can be exhibited, along with a rust preventing property, and a fragrance
property by additionally placing a resin film containing a volatite component between the abovementioned layers as
an intermediate iayer.

[6012] The basic constitution of the present invention is a packaging film laminate comprising a laminated film in
which a resin film layer obtained by mixing a specified amount of an adhesiveness-rendering resin having a specified
range of resin density with an olefin resin base material having a similarly specified range of resin density is laminated
with a resin film layer obtained by blending a specified amount of an adhesiveness-rendering resin having a specified
range of resin density and a specified amount of a plasticizing oil with a linear polyethylene resin base materlal having
a specified range of resin density.

[0013] Namely, the presentinvention comprises a laminated film composite suitable for spiral packaging, which com-
prises at least two layers containing (A) one layer comprising a resin composition containing at least one kind of ad-
hesiveness-rendering resin having a resin density of mare than 0.950 g/cm? selected from rosin resins, terpene resins
or petroleum resins at a concentration of 0.002 to 12.0% by weight in a polyolefin resin having a resin density of more
than 0.910 g/cm3 (layer A), and (B} another layer comprising a resin composition containing at least one kind of resin
selected from the abovementioned adhesiveness-rendering resins at a.concentration of 0.05 to 25.0% by weight and
at least one kind of plasticizing oil selected from mineral oils, polybutene, polyisobutylene, liquid polyacrylates and
lanolin at a concentration of 0.01 to 8.0% by weight in a linear low density polyethylene resin having a resin density of

0.860 to 0.920 g/cm3 (layer B).
[0014] Furthermore, the present invention also comprises a laminated film composnte suitable for spiral packaging,

‘which comprises at least two layers containing (A) one layer comprising a resin composition containing at least one

kind of adhesiveness-rendering resin having a resin density of more than 0.950 g/ecm3 selected from rosin resins,
terpene resins or petroleum resins at a concentration of 0.05 to 25.0% by weight and at least one kind of plasticizing
oil selected from mineral oils, polybutene, polyisobutyiene, liquid polyacrylates and lanolin at a concentration of 0.01
to 8.0% by weight in a polyolefin resin having a resin density of more than 0. 910 g/cm3 (layer A), and (B) another layer
comprising a resin composition containing at least one kind of resin selected from the abovementioned adhesiveness-
rendering resins at a concentration of 0.002 to 12.0% by weight in a linear low density polyethylene resin havnng a
resin density of 0.860 to 0.920 g/cm? (layer B).

[0015) Furthermore, the present invention also comprises a laminated fitm composite suitable for spiral packaging
comprising at least three layers further containing (C) one layer comprising a composition containing at least one kind
of volatile additive comprising amine compounds, heterocyclic compounds, nitrite compounds or benzoate compounds
in a thermoptastic resin, in addition to the two layer laminated composite composed of the abovementioned layer A

and layer B.

Detailed Description of the Preferred Embodiment

[0016] Examples of polyolefin resins used in the abovementioned composition (A) include low density polyethylene,
medium density polyethylene, linear low density polyethylene, high density polyethylene, polypropylene or butene-1
polymers; however, it is essential to use a resin having a resin density of more than 0.910 g/cm3 as the base material.
If a base material of composition (A) having a resin density of less than 0.910 g/cm3 is used, the physical strength of
the film is reduced and its self-adhesiveness becomes too strong. As a result, when the film is rolled, it becomes difficult
to separate stuck films, and a releasing agent or antiblocking agent has to be added, which complicates the procedure.
[0017] Examples of linear low density polyethylene resins to be used in the abovementioned composition (B) include
those polymerized by a solution method or a gas-phase method using a general Ziegler catalyst, and linear low density
polyethylene resins polymerized using a single-site metallocene catalyst. Further, ethylene-a-olefin copolymer resins
can also be used in place of the abovementioned linear low density polyethylene resins. Resins obtained by copoly- .
merizing at least one kind of c-olefin which can be copolymerized with ethylene, selected from butene-1, hexene-1,
octene-1, 4-methylpentene-1, or the like, can be used as these copolymer resins. In the present invention, in particular,
linear low density polyethylene resins polymerized using a single-site metallocene catalyst are characterized in that
they have a uniform even activity point and an excellent adhesive strength because of their narrow molecular weight
distribution and suppress the movement of low molecular components to the subject for adhesion, and thus can be
used advantageously for spiral packaging. '

[0018] Adhesiveness-rendering resins to be used both in the abovementioned composition (A) and composition (B)
must have a resin density of more than 0.950 g/cm?3 and suitable resins include rosin resins, terpene resins and pe-
troleum resins. More particularly, examples of rosin resins include rosin, rosin esters, and hydrogenated rosin esters,
examples of terpene resins include terpene, a-pinene resins, B-pinene resins, aromatic denatured terpene resins and
dipentene resins, and examples of petroleum resins include aliphatic petroleum resins, dicyclopentadiene petroleum
resins, hydrogenated dicyclopentadiene petroleum resins, and aromatic petroleum resins.



10

15

20

25

30

35

40

45

50

55

EP 1 138 478 B1

[0019] These adhesiveness-rendering resins are appropriately used in both composition (A) and composition (B) in
a ratio of 0.001 to 15.0% by weight, preferably 0.002 to 12.0% by weight when no plasticizing oil is added to the
compositions, orin a ratio of 0.01 to 30.0% by weight, preferably 0.05 to 25.0% by weight when a plasticizing oil is used.
[0020] Adhesiveness-rendering resins contained at the abovementioned concentration can control adhesiveness of
the superposed surfaces of the film upon spiral packaging. If the resin density of these adhesiveness-rendering resins
is less then 0.950 g/cm3, a satisfactory adhesiveness cannot be attained, and the volatile additive cannot exert its
effect for providing fragrance or preventing rust when a layer C exists, as described later.

[0021] Further, adhesiveness-rendering resins to be added to composition (A) and composition (B) have a glass
transition temperature (Tg) of 70 to 80°C, which is higher than that of the base material, i.e., thermoplastic resin.
Therefore, in the case where layer C is placed between layer A and layer B, loss of volatile components by volatilization
can be prevented by the action of the adhesiveness-rendering resins having the higher glass transition temperature
even when the film in layer C is cooled after meit molding.

[0022] Layer A contains an adhesiveness-rendering resin at a concentration of 0.001 to 15.0% by weight, preferably
0.002 to 12.0% by weight in cases where the abovementioned plasticizing oii is not added, or at a concentration of
0.01 to 30.0% by weight, preferably 0.05 to 25.0% by weight in cases where the abovementioned plasticizing oil is
added, thereby the front and reverse sides of the films facing each other upon packaging can exhibit adhesiveness
even though the thermoplastic resin per se has no self-adhesiveness. Furthermore, layer B has a linear low density
polyethylene resin having a resin density of 0.860 to 0.920 g/cm3 as a base resin and contains a resin appropriately
selected from a group of adhesiveness-rendering resins to be added to layer A at a concentration of 0.001 to 15.0%
by weight, preferably 0.002 to 12.0% by weight in cases where a plasticizing oil is not added to the composition, or at
a concentration of 0.01 to 30.0% by weight, preferably 0.05 to 25.0% by weight in cases where a plasticizing oil is not
used, thereby an appropriate adhesiveness to a subject for adhesion can be further attained. The front and reverse
sides of the films facing each other can exhibit adhesiveness particularly upon spiral packaging.

[0023] As mentioned above, the detachability of film roiled after molding can be controlled by the amount of the
adhesiveness-rendering resin and the plasticizing oil added to layer A and layer B so that film of a rolled product can
be easily peeled off.

[0024] Linear low density polyethylene resins to be used in the abovementioned composition (B) require a resin
density of 0.860 to 0.920 g/cm3. Resins having a resin density of less than 0.860 g/cm?3 generally have a high copolymer
content and are not appropriate because they decreases the mechanical strength of the film upon packaging. Further,
resins having a resin density of more than 0.920 g/cm3 will decrease the adhesiveness between the front side layer
and reverse side layer, corresponding to adhesiveness between films, which makes it difficult to attain the primary
object in terms of a self-sealing property.

[0025] Further, a melt flow rate (MRF) of the linear low density polyethylene resins varies depending on the molding
method to be used but preferably ranges between 0.8 and 9.5 g/10 min (190°C) from the viewpoints of mechanical
strength and workability. A mixture of one or more kinds of low density polyethylene resins can be used.

[0026] Furthermore, adhesiveness can be improved further by adding a plasticizing oil to either one of the above-
mentioned compositions.

{0027] Namely, in addition to an adhesiveness-rendering resin, one or more kinds of plasticizing oils selected from
mineral oil, polybutene, polyisobutylene, liquid acrylates, and lanolin are added to the abovementioned composition
(A). The total amount of plasticizing oils is 0.01 to 8.0% by weight. This is to provide an initial adhesiveness with low
stress upon spiral packaging or adhesiveness at a low temperature; itis difficult to exert these effects at a concentration
of less than 0.001% by weight. If the concentration of the abovementioned plasticizing oils is more than 10.0% by
weight, the plasticizing oils emigrate to the packaged substance, which soils the surface of the resin film and reduces
the mechanical strength of the packaging film. The abovementioned plasticizing oils can be used alone or as a mixture
of more than 2 kinds without any problem.

[0028] Similar effects can be attained by adding the same amount of plasticizing oils to the abovementioned com-
position (B). Plasticizing oils can be added to either composition (A) or composition (B) to improve adhesiveness;
however, they are preferably added to composition (B) in case where volatile additives are used.

[0029] The base resin for composition (C) can be any thermoplastic resin and is not particularly restricted. Examples
of preferably used thermoplastic resins include the same kind of polyolefin resins used for composition (A), such as
low density polyethylenes, medium density polyethylenes, linear low density polyethylenes, high density polyethylenes,
polypropylene, and butene-1 polymers; copolymer resins such as ethylene-vinyl acetate and acrylic acid esters; pol-
ystyrene resins; ionomer resins, polyester resins and polyamide resins.

[0030] Furthermore, in composition (C), thermoplastic resins for a base material have to contain a volatile additive.
A volatile additive having a melting point relatively close to that of the thermoplastic resins used as the base material,
e.gd., 80 to 250°C, can be preferably used. In particular, the range of selection for thermoplastic resins to be used can
be advantageously broadened by adding a volatile additive having a melting point of more than 150°C. Further, the
same level of efficacy can be attained by adding a volatile additive to layer A and/or layer B, regardless of the presence
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of layer C.
[0031] Furthermore, volatile additives appropriately used in layers of these compositions can be those used as an-

ticorrosion agents and/or aromatics; they are added at a concentration at least 0.01 to 6.0% by weight to attain their
effect. Volatile additives appropriate for these usages are amine compounds, heterocyclic compounds, nitrite com-
pounds, benzoate compounds, or the like. Examples of the amine compounds include cyclohexylamine carbamate
and cyclohexylamine laurate; examples of the heterocyclic compounds include carboxybenzotriazole, tolyltriazole, ben-
zotriazole, and 3-methyl-5-hydroxypyrazole; examples of the nitrite compounds include dicyclohexylammonium nitrite
and sodium nitrite; and examples of the benzoates include ammonium benzoate.
[0032] 1. The effect of the abovementioned volatile additives is to provide fragrance and prevent rust. The effect
varies depending on the type and the amount of the volatile additives used. It has been confirmed that the volatile
additives in the abovementioned compositions are effective in providing aroma and preventing rust at a concentration
of 0.01 to 6.0% by weight. The volatile additives are not satisfactorily effective at a concentration less than 0.01% by
weight. Further, if the concentration is more than 6.0% by weight, molding stability upon melt molding is decreased,
or the volatile component is deposited onto the film surface after molding, which decreases the adhesiveness of the
film to the subject for adhesion or between films, and reduces the strength of the film itself.
[0033] From the viewpoints of adhesiveness and recyclability, the same type of resins can be used commonly for
composition (A), composition (B) and composition (C); for example, polyethylene resins can be used for both compo-
sition (A) and composition (B). However, it is practical to choose an appropriate combination within the range of the
abovementioned components, taking their economical merit and characteristics into consideration.
[0034] For example, in cases where a polyolefin resin is used as the base material for each composition, an addition
of a volatile additive to the polyolefin resin and an addition of adhesiveness-rendering resin and a plasticizing oil to a
linear low density polyethylene resin can be carried out by mixing resin pellets, resin powders or the like using an
appropriate kneading method and preparing a masterbatch using a molding machine such as a Banbury mixer, ribbon
blender, mixing roll kneader, and two-shaft kneading extruder. When a plasticizing oil is used, it can be injected from
the side of a machine during the kneading process to prepare a masterbatch.
[0035] These base material resins and blending agents are mixed at specified rates to form into films. Molding meth-
ods are not particularly restricted; however, generally, melt extrusion molding by an upward air—coolihg inflation method,
downward water-cooling inflation method, T-die cast method, tubular drawing method, and tenter two-shaft drawing
method can be preferably used. Molding can be generally carried out at a resin temperature of 120 to 240°C, preferably
140 to 200°C. Rapid cooling after melt extrusmn molding will more effectlvely prevent loss of volatile components
during melt molding. :
[0036] Packaging films according to the present invention are generally transparent; however, additives such as UV
light absorbing agents, thermal stabilizers, aging preventing agents, antioxidants, pigments, dyes, antiblocking agents,
and parting agents can be added, if necessary. Furthermore, the packaging films can be subjected to a corona discharge
or electron cross-linking, or in cases where transparency is not particularly required for use, embossing, printing or
coloring can be carried out.
[0037] Film laminate composites of the abovementioned compositions (A), (B) and (C) of the present invention can
be appropriately produced by a process in which individually prepared appropriate masterbatches are polymer-blended
at a specified blending rate, and then the resultmg compositions are formed into films by a conventional method for
lamination. .
[0038] In Examples and Comparative Examples of the present invention, each layer Is produced by a masterbatch
method. Methods of preparing a masterbatch containing an adhesiveness-rendering resin, a masterbatch containing
a plasticizing resin, and further a masterbatch containing a volatile resin, used in Examples and Comparative Examples,
are explained as follows.
[0039] Further, the present invention is not limited by the Examples and various changes and modifications are
possible without departing from the scope of the invention as set out in the claims.

Preparation of first masterbatch:

[0040] To 60% by weight of a linear low density polyethylene resin (# 0358, a product of Idemitsu Petrochemical Co.,
Ltd; resin density: 0.930 g/cm3, MFR: 3.0 g/10 min) was added 40% by weight of an adhesiveness-rendering resin, i.
e., hydrogenated dicyclopentadiene (# 5320HC, a product ofTonex; density: 1.07 g/cm3; number average molecular
weight: Mn = 360), and the admixture was subjected to melt extrusion using a two-shaft kneading extruder at a molding
temperature of 170°C to prepare the first masterbatch in a pellet form by pelleting the resulting resin having a resin
density of 0.986 g/cm3 using a pelletizer.
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Preparation of second masterbatch:

[0041] To 70% by weight of a linear low density polyethylene resin (# 0128, a product of Idemitsu Petrochemicat Co.,
Ltd; resin density: 0.915 g/cm3, MFR: 1.0 /10 min) was added 30% by weight of liquid polybutene (# 2000H, a product
of Idemitsu Petrochemical Co., Ltd.; specific gravity: 1.07 g/cm3) as a plasticizing oil, and the admixture was subjected
to melt extrusion using a two-shaft kneading extruder at a molding temperature of 160°C to prepare the second mas-
terbatch in a pellet form by pelleting the resulting resin having a resin density of 0.912 g/cm3.

Preparation of third masterbatch:

[0042] To 93% by weight of a low density polyethylene resin (# F-218-1, a product of Idemitsu Petrochemical Co.,
Ltd; resin density: 0.919 g/cm3, MFR: 1.0 g/10 min) was added 7% by weight of benzotriazole as a volatile additive,
and the admixture was subjected to melt extrusion using a two-shaft kneading extruder at a molding temperature of
125°C to prepare the third masterbatch in a pellet form by pelleting the resulting resin having a resin density of 0.920
g/cm3.

[0043] Next, the constitution of the present invention will be explained. Namely, results of experiments for various
properties of films of Examples 1 to 4 and films of corresponding Comparative Examples 1 to 4 will be explained.
[0044] Further, the present invention is not limited to the constitution of the following Examples.

[Example 1]

[0045] Layer"A1":To 100 parts by weight of a linear low density polyethylene resin (# 2037, a product of Dow Plastics;
resin density: 0.935 g/cm3, MFR: 2.5 g/10 min) were added 2.5 parts by weight of the first masterbatch to obtain a
resin layer containing 0.976% by weight of the adhesiveness-rendering resin.

[0046] Layer "B1": To 100 parts by weight of a low density linear polyethylene resin (# EG8150, a product of Dow
Plastics; resin density: 0.870 g/cm3, MFR: 5.0 g/10 min) were added 15 parts by weight of the first masterbatch and
17 parts by weight of the second masterbatch to obtain a resin layer containing 4.55% by weight of the adhesiveness-
rendering resin and 3.86% by weight of the plasticizing oil.

[0047] Next, a film laminate comprising two layers having a total thickness of 80 um, composed of layer "A1" having
a thickness of 40 um and layer "B1" having a thickness of 40 um, was produced by a T-die casting method in which
resins were subjected to melt extrusion at 180°C and cooling at 25°C using a cooling roll.

[Example 2]

[0048] Layer"A2": To 100 parts by weight of a linear low density polyethylene resin (# FV101, a product of Sumitomo
Chemical Co., Ltd.; resin density: 0.923 g/cm3, MFR: 2.0 g/10 min) were added 9 parts by weight of the first masterbatch
to obtain a resin layer having a resin density of 0.928 g/cm3 and containing 3.30% by weight of the adhesiveness-
rendering resin.

[0049] Layer "B2": To 100 parts by weight of a linear low density polyethylene resin (# FV203, a product of Sumitomo
Chemical Co., Ltd.; resin density: 0.912 g/cm3, MFR: 2.0 g/10 min) were added 2 parts by weight of the first masterbatch
and 3 parts by weight of the second masterbatch to obtain a resin layer having an average resin density of 0.913 g/
cm?3 and containing 0.76% by weight of the adhesiveness-rendering resin and 0.86% by weight of the plasticizing oil.
[0050] Intermediate layer "C2": To 100 parts by weight of a low density polyethylene resin (# F-218-1, a product of
Sumitomo Chemical Co., Ltd.; resin density: 0.919 g/cm3, MFR: 1.0 g/10 min) were added 5 parts by weight of the
third masterbatch to obtain a resin layer having an average resin density of 0.919 g/cm3 and containing 0.33% by
weight of the volatile additive.

[0051] Next, a film laminate comprising 3 layers having a total thickness of 80 um, composed of layer "A2" having
a thickness of 20 um, layer "C2" having a thickness of 40 um, and layer "B2” having a thickness of 20um, wherein the
resin density was layer "A2" >layer "B2", was produced by a T-die casting method, in which resins were subjected to
melt extrusion at a molding temperature of 200°C and cooling at 25°C using a cooling roll.

[Example 3]

[0052] A film laminate was produced by changing the amount of masterbatches added to layer "A2" and layer "B2"
in Example 2.

[0053] Layer"A3": To 100 parts by weight of a linear low density polyethylene resin (# FV101, a product of Sumitomo
Chemical Co., Ltd.; resin density: 0.923 g/cm3, MFR: 2.0 g/10 min) were added 2 parts by weight of the first masterbatch
to obtain a resin layer having a resin density of 0.924 g/cm?3 and containing 0.78% by weight of the adhesiveness-
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rendering resin. _
[0054] Layer "B3": To 100 parts by weight of a linear low density polyethylene resin (# FV203, a product of Sumitomo

Chemical Co., Ltd.; resin density: 0.912 g/cm3, MFR: 2.0 g/10 min) were added 40 parts by weight of the first master-
batch and 4.2 parts by weight of the second masterbatch to obtain a resin layer having an average resin density of -
0.933 g/cm3 and containing 11.1% by weight of the adhesiveness-rendering resin and 0.87% by weight of the plasti-
cizing oil.

[0055] Intermediate layer "C3" was made to have the same composition as layer "C2" in Example 2.

[0056] Next, a film laminate comprising 3 layers having a total thickness of 80 um, composed of layer "A3" having
a thickness of 20 um, layer "C3" having a thickness of 40 um, and layer "B3" having a thickness of 20um, wherein the
resin density was layer "A3" < layer "B3", was produced by a T-die casting method, in which resins were subjected to
melt extrusion at a molding temperature of 200°C and cooling at 25°C using a cooling roll.

[Example 4}

[0057] Layer"A4": To 100 parts by weight of a linear low density potyethylene resin (# 2037, a product of Dow Plastics;
resin density: 0.935 g/cm3, MFR: 1.5 g/10 min) were added 4.0 parts by weight of the first masterbatch and 6.0 parts
by weight of the second masterbatch to obtain a resin layer containing 1.45% by weight of the adhesuveness -rendering
resin and 1.64% by weight of the plasticizing oil.

[0058]) Layer "B4™: To 100 parts by weight of a linear low density polyethylene resin (# FW1650, a product of Dow
Plastics; resin density: 0.902 g/cm3, MFR: 3.0 /10 min) were added 3.0 parts by weight of the first masterbatch to
obtain a resin layer containing 1.17% by weight of the adhesiveness-rendering resin.

[0059] Next, a film laminate comprising 2 layers having a total thickness of 80 um, composed of layer "A4" having
a thickness of 40 um and layer "B4" having a thickness of 40 um, was produced by a T-die casting method, in which
resins were subjected to melt extrusion at 180°C and cooling at 25°C using a cooling roll.

[Comparative Example 1]

[0060] Layer "a1": A monolayer film having a thickness of 80 um, composed of a linear low density polyethylene
resin (# 2037, a product of Dow Plastics; resin density: 0.935 g/cm3, MFR: 2.5 g/10 min) used in layer "A1" in Example
1 containing no adhesiveness-rendering resin or plasticizing oil, was produced by a T die casting method, in which
resins were subjected to melt extrusion at a molding temperature of 180°C and cooling at 25°C using a cooling roll.

[Comparative Exampie 2]

[0061] Layer "a2": A resin was made to have the same composition as layer "Al" in Example 1.

[0062] Layer "b2": To 100 parts by weight of a linear low density polyethylene resin (# EG8150, a product of Dow
Plastics; resin density: 0.870 g/cm3, MFR: 5.0 g/10 min) were added 12.7 parts by weight of the first masterbatch to
obtain a resin layer containing 4.55% by weight of the adhesiveness-rendering resin.

[0063] Next, a film laminate comprising 2 layers having a total thickness of 80 um, composed of layer "a2" having a
thickness of 40 um and layer "b2" having a thickness of 40 um, was produced by a T-die casting method in which
resins were subjected to melt extrusion at a molding temperature of 180°C and cooling at 25°C using a cooling roll.

[Comparative Example 3}

[0064] Layer"a3": Aresin layer comprising a linear low density polyethylene resin (# 2037, a product of Dow Plastics;
resin density: 0.935 g/cm3, MFR: 2.5 g/10 min) was prepared.

[0065] Layer "b3": To 100 parts by weight of a linear low density polyethylene resin (# EG8150, a product of Dow
Plastics; resin density: 0.870 g/cm3, MFR: 5.0 g/10 min) used in layer "B1" in Example 1were added 15 parts by weight
of the first masterbatch and 17 parts by weight of the second masterbatch to obtain a resin layer containing 4.55% by
weight of the adhesiveness-rendering resin and 3.86% by weight of the plasticizing oil.

[0066] Next, a film laminate comprising 2 layers having a total thickness of 80 um, composed of layer "a3" having a
thickness of 40 um and layer "b3" having a thickness of 40 um, was produced by a T-die casting method, in which
resins were subjected to melt extrusion at a molding temperature of 180°C and cooling at 25°C using a cooling roll.

[Comparative Example 4]

[0067] Layer "a4": A resin layer comprising a linear low density polyethylene resin (# FV101, a product of Sumitomo
Chemical Co., Ltd.; resin density: 0.923 g/cm3, MFR: 2.0 g/10 min) used in layer "A2" in Example 2 was prepared.
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[0068] Layer "b4": A resin layer comprising a low density linear polyethylene resin (FV203, a product of Sumitomo
Chemical Co., Ltd.; resin density: 0.912 g/cm3, MFR: 2.0 g/10 min) used in layer "B" in Example 2 was prepared.
[0069] Layer "c4™: To 100 parts by weight of a low density polyethylene resin (# F-218-1, a product of Sumitomo
Chemical Co., Ltd.; resin density: 0.919 g/cm3, MFR: 1.0 g/10 min) used in intermediate layer "C2" in Example 2 were
added 5 parts by weight of the third masterbatch to obtain a resin layer having a resin density of 0.919 g/cm3 and
containing 0.33% by weight the volatile additive.

[0070] Next, a film laminate comprising 3 layers having a total thickness of 80 um, composed of layer "a4" having a
thickness of 20 um, layer "c4" having a thickness of 40 um, and layer "b4" having a thickness of 20um, wherein the
resin density was layer "a4" > layer "b4", was produced by a T-die casting method, in which resins were subjected to
melt extrusion at a molding temperature of 200°C and cooling at 25°C using a cooling roll.

[0071] As for the films thus obtained in the abovementioned Examples 1 to 4 and Comparative Examples 1 to 4,
adhesion strength to subjects for adhesion (e.g., stainless sheet, glass sheet), which correspond to products, and
shear separation adhesive strength between the facing films were measured. Results are shown in Table 2.

[0072] As for the films obtained in Examples 1 to 4 and Comparative Example 4, an evaluation test for volatile ad-
ditives were carried out. Results are shown in Table 3.

Table 1
Test piece Size (mm)
Stainless sheet (SUS304) | 2.1 x 100 x 150
Glass sheet 1.5 x 100 x 150

Test method:
(1) Adhesion strength to test piece

[0073] Each film cut into a 25-mm wide strip was placed on each test piece so as to face its layer B having a strong
adhesive strength to the piece, compressed to effect adhesion using a compression roller (2 kg in weight, 45 mm in
width and 90 mm in diameter) at a rate of about 300 mm/min by one back and forth, allowed to stand at 25°C under a
50% RH atmosphere for 24 hours, and then pulled off at an angle of 90 degrees at a rate of 300 mm/min using a pulling
test machine to measure the adhesion strength.

(2) Shear separation strength of front side layer and reverse side layer of film

[0074] The front side layer and the reverse side layer of each film cut into a strip of 50 mm x 10 cm were placed
face-to-face, compressed for adhesion at 25°C at a rate of 2 kg/cm? - 3 second and allowed to stand under a 50% RH
atmosphere for 24 hours, and then pulled off at an angle of 180 degrees at a rate of 500 mm/min to measure the shear

separation strength.
(3) Test for evaluating volatile additive

[0075] A frame (200 mm width x 450 mm length x 350 mm height) was prepared, and a copper sheet test piece (1.2
mm thickness x 30 mm x 50 mm (C1100)) was hung with a nylon fishing thread in the frame. The frame was spiral-
packaged using the produced film to yield a superposed width of 10 cm and the package was exposed to the following
test environment.

[0076] Testenvironment: two cycles a day (25°C, 50% RH/50°C, 95% RH) Rust was induced with dew condensation.
The effect was evaluated by five criteria. Test resuits 14 days and 35 days after the exposure were shown in Table 3.

{0077] Evaluation standards:

T No rust

o : Spotted rust

A : Rust in an area of less than 50%
x : Rust in an area of less than 80%
xx : Rust over the whole area
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Table 2

Adhesion strength to each test piece

Test method Adhesion strength to each test piece (N/25 mm) | Shear separation strength of facing
front and reverse layers (N/25 mm)

‘ Stainless plate Glass plate
Exampie 1 1.9 1.9 25.0
2 21 25 28.0
3 24 _ 27 ' 37.0
4 24 25 © 300

Comparative Example 1 0.0 0.0 ’ 0.1
2 0.0 01 14
3 20 21 1.2
4 0.0 , 0.0 0.0

Table 3

Evaluation test for volatile additive

Test method Evaluation test for volatile additive

Days After 14 days After 35 days

Example 1 X XX
A1 surface: test piece side

Example 1 X XX
A1 surface: opposite to test piece side

Example 2 ' @] O
A2 surface: test piece side

Example 2 O ) ]
A2 surface: opposite to test piece side

Example 3 ' a a
A3 surface: test piece side

Example 3 O O
A3 surface: opposite to test piece side

Example 4 x : XX -
A4 sqrface: test piece side

Example 4 X XX
A4 surface: opposite to test piece side

Comparative Example 4 A X
a4 surface: test piece side

Comparative Example 4 O A
a4 surface: opposite to test piece side

Test results:

[0078] Effective adhesiveness could be exerted between the films and the subjects for adhesion and between facing
front and reverse surfaces of films could be attained by adding the adhesiveness-rendering resin to layer A and the
adhesiveness-rendering resin and the plasticizing oil to layer B. Furthermore, volatilization of volatile components upon’
molding could be prevented by placing a layer containing volatile components between layer A and layer B; and further,
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the surface to exert the effect of the volatile components could be controlled by changing the average resin density of
layer A and layer B.

[Effectiveness of the invention]

[0079] Laminated films for packaging of the present invention exert self-adhesiveness between the front and reverse
sides of the films facing each other upon packaging, and in cases where a layer containing a volatile component is
further placed as an intermediate layer, volatilization loss of the volatile component upon melt molding can be prevented.
The film surface which releases the volatile component can be controlled by incorporating an adhesiveness-rendering
resin having a resin density higher than that of a thermoplastic resin, and at the same time, the quality of products to
be packaged is not damaged. Thus, the films exert their effect particularly when used for spiral packaging.

Claims
1. Alaminated film composite suitable for spiral packaging, which comprises at least two layers containing:

(A) mixed-resin layer A comprising at least (i) a polyolefin resin having a resin density of more than 0.910 g/

cm3, and
(B) mixed-resin layer B comprising at least (1) a linear low density polyethylene resin having a resin density of

0.860 to 0.920 g/cm3,

one of mixed-resin layer A or B further comprising (ii} a resin composition containing at least one kind of
adhesiveness-rendering resin having a resin density of more than 0.950 g/cm3 selected from rosin resins, terpene
resins or petroleum resins at a concentration of 0.002 to 12.0% by weight;

the other layer further comprising (iii) a resin composition containing at least one kind of resin selected from
the abovementioned adhesiveness-rendering resins at a concentration of 0.05 to 25.0% by weight and (iv) at least
one kind of plasticizing oil selected from mineral qils, polybutene, polyisobutylene, liquid polyacrylates or lanolin
at a concentration of 0.01 to 8.0% by weight.

2. The laminated film composite according to Claim 1, wherein mixed-resin layer A comprises the polyolefin resin (i)
and the resin composition (ii), mixed-resin layer B comprises the linear low density polyethylene resin (1), the resin
composition (iii), and the plasticizing oil (iv).

3. The laminated film composite according to Claim 1, wherein mixed-resin layer A comprises the polyolefin resin (i),
the resin composition (iii), and the plasticizing oil (iv), mixed-resin layer B comprises the linear low density poly-
ethylene resin (1) and the resin composition (ii).

4. The laminated film composite according to any one of Claims 1-3, wherein the linear low density polyethylene resin
(1) is a linear low density polyethylene resin polymerized using a single site metallocene catalyst.

5. The laminated film composite according to any one of Claims 1-4, wherein the linear low density polyethylene resin
() has a melt flow rate (MFR) of 0.8 to 9.5 g/10 min at 190°C.

6. The laminated film composite according to any one of Claims 1-5, wherein at least either one of layer A or B further
comprises (v) atleast one kind of volatile additive selected from amine compounds, heterocyclic compounds, nitrite
compounds or benzoate compounds at a concentration of 0.01 to 6.0% by weight.

7. The laminated film composite according to any one of Claims 1-6, further comprising layer C interposed between
layer A and layer B, said layer C comprising a composition containing (v) at least one kind of volatile additive
selected from amine compounds, heterocyclic compounds, nitrite compounds or benzoate compounds at a con-

centration of 0.01 to 6.0% by weight.

8. Thelaminated film composite according to Claim 6 or 7, wherein the volatile additive (v) has a melting point relatively
close to that of the thermoplastic resins used as the base material to exert its effect for providing a fragrance or

preventing rust.

9. The laminated film composite according to Claim 8, wherein the melting point is between 80 and 250°C.

10
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The laminated film composite according to any one of Claim 6-9, wherein the volatile additive (v) is at least one
kind of component selected from the group consisting of amine compounds selected from cyclohexylamine car-
bamate and cyclohexylamine laurate, heterocyclic compounds selected from carboxybenzotriazole, tolyltriazole,
benzotriazole, and 3-methyl-5-hydroxypyrazole, nitrite compounds selected from dicyclohexylammonium nitrite
and sodium nitrite, benzoates such as ammonium benzoate. ’

Fiir spiralférmiges Verpacken geeigneter laminierter Filmverbundstoff, der wenigstens zwei Schichten umfasst,
die enthalten:

(A) eine Mischharzschicht A, die wenigstens (i) ein Polyolefinharz mit einer Harzdichte von mehr als 0,910 g/

cm3 aufweist, und
(B) eine Mischharzschicht B, die wenigstens (1) ein lineares Polyethylenharz niedriger Dichte mit einer Harz-

dichte von 0,860 bis 0,920 g/cm?3 umfasst,

" wobei einé der Mischharzschichten A oder B ferner (ii) eine Harzzusammensetzung umfasst, die wenigstens eine

Haftvermogen vermittelnde Harzart mit einer Harzdichte von mehr als 0,950 g/cm3, ausgewahit aus Koniferenhar-
zen, Terpenharzen oder Petroleumharzen, in einer Konzentration von 0,002 bis 12,0 Gew.-% enthalt; und

die andere Schicht ferner (iii) eine Harzzusammensetzung umfasst, die wenigstens eine Harzart, ausgewéahlt aus
den oben erwéhnten Haftvermoégen vermittelnden Harzen, in einer Konzentration von 0,05 bis 25,0 Gew.-% enthalt
und (iv) wenigstens eine Weichmachungsélart, ausgewahit aus Mineralélen, Polybuten, Polyisobutylen, Flissig-
polyacrylaten oder Lanolin, in einer Konzentration von 0,01 bis 8,0 Gew.-% enthalt.

Laminierter Filmverbundstoff gem&R Anspruch 1, worin die Mischharzschicht A das Polyolefinharz (i) und die Harz-
zusammensetzung (ii) umfasst und die Mischharzschicht B das lineare Polyethylenharz niedriger Dichte (l), die
Harzzusammensetzung (iii) und das Weichmachungsél (iv) umfasst.

Laminierter Filmverbundstoff gemaf Anspruch 1, worin die Mischharzschicht A das Polyolefinharz (i), die Harz-
zusammensetzung (iii) und das Weichmachungsél (iv) umfasst und die Mischharzschicht B das lineare Polyethy-
lenharz niedriger Dichte (I} und die Harzzusammensetzung (ii) umfasst.

Laminierter Filmverbundstoff geméaf einem der Anspriiche 1 bis 3, worin das lineare Polyethylenharz niedriger
Dichte () ein unter Verwendung eines Ein-StelIen-Metallocenkatalysator's polymerisiertes lineares Polyethylenharz

niedriger Dichte ist.

Laminierter Filmverbundstoff gemaR einem der Anspriiche 1 bis 4, worin das lineare Polyethylenharz niedriger
Dichte (1) bei 190°C eine Schmelzflussrate (MFR) von 0,8 bis 9,5 g/10 min aufweist.

Laminierter Filmverbundstoff gemaR einem der Anspriche 1 bis 5, worin wenigstens eine der Schichten A oder B
ferner (v) wenigstens eine flichtige Additivart, ausgewahit aus Aminverbindungen, heterozyklischen Verbindun-
gen, Nitritverbindungen oder Benzoatverbindungen, in einer Konzentration von 0,01 bis 6,0 Gew.-% umfasst.

Laminierter Filmverbundstoff gem&R einem der Anspriiche 1 bis 6, der ferner eine zwischen die Schicht A und die
Schicht B eingeschobene Schicht C umfasst, wobei die Schicht C eine Zusammensetzung umfasst, die (v) we-
nigstens eine fliichtige Additivart, ausgewéahlt aus Aminverbindungen, heterozyklischen Verbindungen, Nitritver-
bindungen oder Benzoatverbindungen, in einer Konzentration von 0,01 bis 6,0 Gew.-% enthait.

Laminierter Filmverbundstoff gem&R Anspruch 6 oder 7, worin das flichtige Additiv (v) einen Schmelzpunkt relativ
nahe an dem der thermoplastischen Kunststoffe aufweist, die als Grundstoff verwendet werden, um seine Wirkung
zum Bereitstellen eines Wohlgeruches oder Verhindern von Rost auszuspielen.

Laminierter Filmverbundstoff gema®R Anspruch 8, worin der Schmelzpunkt zwischen 80 und 250°C liegt.
Laminierter Filmverbundstoff gem&R einem der Anspriiche 6 bis 9, worin das fliichtige Additiv (v) wenigstens eine

Komponentenart ist, die aus der Gruppe bestehend aus Aminverbindungen, ausgewahit aus Cyclohexylamincarb-
amat und Cyclohexylaminlaurat, heterozyklischen Verbindungen, ausgewdhlt aus Carboxybenzotriazol, Tolyltria-
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zol, Benzotriazol und 3-Methyl-5-hydroxypyrazol, Nitritverbindungen, ausgewahlt aus Dicyclohexylammoniumnitrit
und Natriumnitrit, Benzoaten wie Ammoniumbenzoat ausgewahit ist.

Revendications

1.

10.

Film stratifié composite approprié pour un emballage en spirale, qui comprend au moins deux couches contenant :

(A) une couche d'un mélange de résine A comprenant au moins (i) une résine polyoléfinique ayant une densité
de résine de plus de 0,910 g/cm3, et

(B) une couche d'un mélange de résine B comprenant au moins (I) une résine polyéthyléne a basse densité
linéaire ayant une densité de résine de 0,860 a 0,920 g/cm?3,

une de la couche d'un mélange de résine A ou B comprenant en outre (ii) une composition de résine contenant
au moins un type de résine donnant une adhésivité ayant une densité de résine de plus de 0,950 g/cm3 choisie
parmi les résines colophanes, les résines terpénes ou les résines de pétrole a une concentration de 0,002 3 12,0
% en poids ;
Fautre couche comprenant en outre (iii) une composition de résine contenant au moins un type de résine choisi
parmi les résines donnant une adhésivité susmentionnées a une concentration de 0,05 a 25,0 % en poids et (iv)
au moins un type d’huile plastifiante choisi parmi les huiles minérales, le polybuténe, le polyisobutyléne, les poly-
acrylates liquides ou la lanoline & une concentration de 0,01 a4 8,0 % en poids.

Film stratifié composite selon la revendication 1, dans lequel la couche d'un mélange de résine A comprend la
résine polyoléfinique (i) et la .composition de résine (ii), la couche d'un mélange de résine B comprend la résine
polyéthyléne & basse densité linéaire (1), la composition de résine (iii), et I'huile plastifiante (iv). ‘

Film stratifi¢ composite selon la revendication 1, dans lequel la couche d'un mélange de résine A comprend la
résine polyoléfinique (i), la composition de résine (iii), et I'huile plastifiante (iv), la couche d'un mélange de résine
B comprend la résine polyéthyléne a basse densité linéaire (1) et la composition de résine (ii).

Film stratifi¢ composite selon I'une quelconque des revendications 1 @ 3, dans lequel la résine polyéthyléne a
basse densité linéaire (1) est une résine polyéthyléne a basse densité linéaire polymérisée en utilisant un catalyseur

meétallocéne a site unique.

Film stratifi@¢ composite selon l'une quelconque des revendications 1 a 4, dans lequel la résine polyéthyléne a
basse densité linéaire (1) a un indice de fluidité (MFR) de 0,8 a 9,5 g/10 minutes a 190 °C.

Film stratifié composite selon l'une quelconque des revendications 1 & 5, dans lequel au moins une de la couche
A ou B comprend en outre (v) au moins un type d'additif volatile choisi parmi les amines, les composés hétérocy-
cliques, les nitrites ou les benzoates a une concentration de 0,01 a 6,0 % en poids.

Film stratifié¢ composite selon I'une quelconque des revendications 1 a 6, comprenant en outre une couche C
intercalée entre 1a couche A et la couche B, ladite couche C comprenant une composition contenant (v) au moins
un type d'additif volatile choisi parmi les amines, les composés hétérocycliques, les nitrites ou les benzoates a
une concentration de 0,01 a 6,0 % en poids.

Film stratifi@ composite selon la revendication 6 ou 7, dans lequel I'additif volatile (v) a un point de fusion relative-
ment proche de celui des résines thermoplastiques utilisées comme matériau de base exercant son effet pour

fournir un parfum ou empécher la rouille.
Film stratifié¢ composite selon la revendication 8, dans lequel le point de fusion est compris entre 80 et 250 °C.

Film stratifié composite selon l'une quelconque des revendications 6 a 9, dans lequel l'additif volatile (v) est au
moins un type de composant choisi dans le groupe constitué des amines choisies parmi le carbamate de cyclo-
hexylamine et le laurate de cyclohexylamine, les composés hétérocycliques choisis parmi le carboxy-benzotria-
zole, le tolyltriazole, le benzotriazole, et le 3-méthyl-5-hydroxypryrazole, les nitrites choisis parmi le nitrite de di-
cyclohexylammonium et le nitrite de sodium, les benzoates tels que le benzoate dammonium.
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